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Ko egaVSKIT, Hl

19-11-14/56'
AUTBORS! Klebanskiyy Ae Lo s _Grachcv. 1. V. (De.-cu:.nc.d), Yuznet3ova, 0. K.
ST PLEs The Investigation of the proccos of Yormation of piacetylent Con~

pounds Froa Acetylene Derivatives with One substitvente I, On the
sfechanisn of Formation of tho piacctylenc Coujourds (Iusledovmi‘}e
resktaii obrazov.niys diatoeulcnovykh soyedinenly iv odnosauesh-
chennykh proizvodnykh utuetﬂenn) (1. © nekhanizac obrazovaniysa
diacaetilonovykh ooyedinoniy) :

PERIODICALS znurnal Obghohey Khioii, 1957 yol. 27, ¥r 11. pp.2977-2985 (ussR)

ABSTRACTS Tha conpound 8 of the diace tylene gerieu were {nitially produced
with various oxidizing axents by oxidation of the copper = jodiun

{.00 %O 1nprovc,tbo readion for the formatiorn of diacetylene con~
pound d fronm acetylent derivatives, with one radicaly in the pre-
gence of copper salts, ag 4t wup alresdy ecarlier su-gested by
Zal'kind. A9 fundauental object of inVQa:igntion sqhe authorsd e~
jected the proceas of the converaion of diac:‘.aylacctylenyloarbinol
to 2,Y-Gimethyloctndiene—},‘j-diol-Z.7. Bauide the fo:nation of
other diacetylens conpound @ wag also studied, for the purpose of
Card 1/2 deternining the influence of the structuze of acetylene coupounds
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R RELEASE:
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- 79-11-14/3%
The»Investiaation of tha Procesd of Formution of Diacaotylene Conpoundd 2ron Ace-
tylene Derivativaes +s714th One Substituent. 1. On the ucehanion i Zornation o the
Diacetylene Conpound o

upon the proocss, 8s well as for the purpoac of dcteraining the
-renction nechanivu. ‘Thus the already ou; cated sechun 480 of forna<
tion of the diacotylanc conpounds froa acctylene derivativas pro<
vided with one subutituent in their renction? uith copper galts 19
further daveloped. It is shown that the formantion of the diacetyle~
ne coupounds in aqueous galutions tuked place according to the
jono-radical nechenisa, where the ionc of the acetylenide form
firat, fuoilitated vy the copper iona. further the acetylenide
jons are by the {ong of the pivalent copper oxidized into rodicals
whichare recombined into the molucule of the diacctylenc coupound.
ggero are 3 figures, 4 tabled, and 13 refercnces, 0 of which are
avic. ¢

ASUOCIATION: gtate Institute o Applied Cheaistry (Gonudnrstvennyj jnstitut
prikladnoy khimii i

SUBMINTED: gepteadber 27, 1956

AVAILABLE: Livrary of Congresd

1, Diacetylene oaupoundo-?roduction 2, Diacetylene compounds-
Chemical reactions
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AUTHORS: Fikhtengol'ts, V. 8. , Klebanskiy, A. L. , Rzhendzinskaya, K As

TITLEs Invcatigutiomin the Field ofthe Synthesio of Organosilicon Con~
pounds. IV. Hydrolysis of Dimthyldiohloroulane Vith Methylalco-
hol, Where Honcyelie Polyeiloxens and Methylchloride fora (Issle-

dovaniye v oblasti pinteza krenniyorganichukikh soyedineniy. w.
Cidroliz dimetildikhloroilana petilovys opirtom 8 obrazovaniyes
1ineynykh polieiloksano¥ 1 khloriatogo metila)

PERIODICALs  Zhurnal Obohohey Khimid, 1957, Vol. 27, Nr 11y pp.2984-2989 (ussR)

ABSTRACT1 Dialkow-dcrivativeﬂ are obtained on action of alcohole upon di-

methyldichlorosilane ((cn))gsacx,‘, + 2ROH—» (cua,)‘ s1(0R), + 2HC1),

but their yield ig saall 3 the réoidue baing ¢ aerted - to high-
-molecular conpounds. In the preaence of alusinun, which bindo
hydrogen chloride the percentage rate increages up to 60 %, the

high-molecular conpounds being further reduced, It can t» assumed

that the highemole

in the hydrolyeis o

rabon upon action of h

the authors think that & nydrolysis of the

chlorosilane with fornation of noncyclic polysiloxens is poss
Card 1/2 in the intaeraction of aloobhol and hydrogen chloride. Vhen nothyle

APPROVED :
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79-11-15/56
Investigationoin the Field of the 3ynthesis of Organosilicon Conpounds. 1V. Hydro-
lysis of Dimethyldichlorosilane With Mothylaleohol, Where Noncyclic Polysiloxens
and Methylochlordie Fom

aloohol was uged it could be reckoned with the formatbn of nothyl
chloride and the rogeneration of the initial product which was
spent in the aynthe afs of dicethyldichlorosilane, When catalysts
are used (H,30, and PeCl,) the polysiloxens obtainod as final pro-
ducta of thg hgdrolyais are oonverted to polycondensation products
resenbling ecaoutchouc. - Thus a method was worked out for obtain-
ing noncyclic polysiloxens inmediately fron diuethylchlorosilane
by hydrolysis with nethyl aleohol, Vith un oxcesa of nethyl al-
cohol (250 - 300 #) the methyl chloride used foffthe aynthesis of
the dimethyldichlorosilane to be hydrolyzed can be completely re-
gonerated, This nethod can be empluyed for the production of ree
siw9, tars and etable oils, with utilization of the y ~-products of
the dimethyldichlorosilane synthesis, The rubber-like polyconden~
sation produots gave satisfactory practical results after vuleani-
sation, There are 1 figure, 4 tableo, and § referonces, 1 of which
1s Slavic, '

SUBMITTEDs October 22, 1956

AVYAILABLE:s Library of Congress

Card 2/2 1. Silicon campounds (Orgsnic)-Synthesis 2, Dimethyldichlorosilane-
- Rydrolysis 3, MethanoleChemical reactions '
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AUTHORS ¢ W. , Fikhtengoltts, V. S., Kariin, Ae Vo 19-12-28/13

TITLE: Investigations in the Field of the Synthesis of Silicon-Organic Com*
pound; (1ssledovaniye v oblasti sinteza kremniyorganicheskikh saysdi<
neniy). o '

V. The Synthesis of Polysiloxanes With Combined Radicals (V. Poluche*
niye polisiloksanov so speshannynd radikalami).

'PERIODICALS Zhurnal Obshchey Khimii, 1957, Vol. 27, Nr 12, pp. 3321'-3321; (USSR).

ABSTRACT® In the present work the authors try to explain the effect of polar
substituents on the characteristics of polysiloxanes. For this puxpo~

se chloromethyl- amd dichloromethylderivatives of pethylazanes were
produced by direct chlorination of the corresponding methylchlorosis
lanes with ultraviolet radiation with subsequent
condensation. The chlorination of dime
out according to data from publications by conducting the sulfuric.a+
cid dried chlorine through dimethyldichlorosilane in the stirring
flash with ultraviolet radiation (q:artzlamp with in the flask)e After
the direct chlorination of di,ethyl. and trimethylchlorosilane under
these conditions the chlorinated final products were isoclated. These,
as well as their compounds with dimethyldichlorosilane after the hy*
drolyses with methylalcohol resulted in the corresponding polysiloxas

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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FHEE

., Investigations in the Field of the Synthesis of Silicon-Organic  79-12-28/L3
°  Compounds., - 4 :
V. The Synthesis of Polysiloxanes With Combined Radicals.

nes. The authors stated the better solubility of the hydrolysis pro=
ducts, which have chloromethylderivatives, in water and methanol as

well as their more complicated polycondensation compared with purs
dimethylsiloxanes. The authors also showed that the presence of chloroe
methyl groups in the caocutchouc-type polysiloxanes causes & certain
deterioration of the physico-mechanical parameters of rubber but ma= ,
kes 1t more resistible against frost. The authars assume that the chles
rine atom could be replaced by the SH-group. ;

There are 1 table, and 6 references, 1 of which is Slavic.

October 22, 1956,
Library of Congress,

1. Siliocon compounds {organic) - Synthesis

Card 2/2
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20-2-25/60
AUTHORS3 Klebanskiy, A. L. , Dolgopol'skiy, I. M. Dobler, 2. F. p
- St 7 AT T S U .
TITLEs The R0le of Complex Compounds and Cations of Complex-Foraing
Components in the Polymerization of Acetylene (Rol' kompleks-
. nykh soyedineniy 4 kationov konpleksoobrazuyuehehikh koa-

ponentov v reaktsii ponnerisatsu atsetilena

PERIODICAL» I()oklac;y Akademii Nauk 8S88R, 1957, Vol. 114, Rr 2, pp.323-326
USSR :

ABSTRACTs It 18 not possible to consider the mechanisn of reaotion of
acetylene polymerization ae definitely determined. Study of
the formation of complex compounds of the acetylene hydro-

carbons with solutions of CuCl-MCl and of the part of the
different components of the solution in the polymerization
made it possibla to determine the signifiocance of the dif-
ferent complex compounds in oatalytic reactione, and to con-
firm the ionic mechanism of the polymerization reaction. In
connection with the mobility of the qr.electrons the ace-

: tylene compounda can be easily polarized by the central cop-

Card 1/4 per atom. During this proceas, they push the chlorine atons

APP :
ROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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The Réle of Conplex Compounds and Cations of Conplex-?ornﬁng Components : £
in the Polymerization of Acetylens _ {
’ o from the éphore of oodrdiﬁation of copper and take their place. §
The formation of complex compounds 18 confirmed by the sub- %

gtantial inorease 4n the solubility of acaetylene and of vinyl-
acetylene, together with higher solubility of the CuCl , snd o
furthermore by the subsequent orystalline prccipitation from ;
the solution, this precipitation containing the conplexly

pound hydrocarbons. The composition of the precipitati on

ghowed that it changes in accordance with the natwe of the
MCl-cation, furthernore also in accordance with the quality

of the aoetylenehydrocn:bona, and in dependence on the ratio

cuCl ¢+ MCl in the solution. The authors of the paper under

review obtained the complex sonpounds in their individual

state and confira their compogition as given by Zurich and

Cinsburg. Furthermore, the authors {solated complex conpounds

of the acetylene and of its tdranmers, as vell as of divinyl~
acetylene., Their empirio fornulae are given. If acetylene oOr
vinylacetylene is solved in CuC1-MC1 solutions, then the con-
centration of the hydrogen atons inoreasesj at polylerisntion

of vinylacetylene, on thepther hand, it decreases. But in -
the latter caaje further complex coapounds are formed which

card 2/4

APPROVED :
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contain HCl. A olose relationshi
p between the ionising capa-~
Sty or B et syttt chaiyie ety o
the hydrogen ionigzation in tho.h e A oreasedy
ydrocarbon is inorea -
;zﬁn::'n:::::::y'ﬁzzrth;oignii h{grntion of the éonp;::.o::~
N onization takes plaoce -
::g::n:;z 210: no acetylene polynorisation.pThe ;h::: :::-
tapondence gg :hmoohanien of acetylene polymerization. The
e ompound a degree of ionization of the acetylene con-
Ll ungeun 8 is reproduced on Figure 3 contained in the
oomponentlr ;;view. Also amino salts can be used as conplex'
S ponen ;t te amines are arranged in an increasing series
Mt consfe N o their degree of polarity, characterized by
111uatrntan of dissociati on. FPigure 4 of the present paper
haenene es ;tixe dependence of the activity of a oatalyug
O 1on q:a ty of the amines. The transformation of vinyle
sosty @ into acetylentetramer inoreases with decreasi
ular woight of the cation. The activity of the cat?lyur
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AUTHORS : Mal'nova, 0. N., Mikheyev, Ye. P., 20-4-21/52

Klebanskiy, A. L., Golubtaov, 8. A., and
ilimonova, N. P. '
TITLE: ~ On the c.niyuo Phenylation of Hydrogenous Alkyl-

.. Ohlorosilanes by Benszene (0 kataliticheskom fenilirovanii
" vyolorodmodershashohikh alkilkhlorsilanov benzolom).

PERIODIOAL: Doklady AN 8S8R, Vol. 117, Kr 4, pp. 623-625 (USSR) 90y

ABSTRACT: This reaction of the alkylchlorosilanes mentioned in the .
title above with aromatic hydrocarbons has been treated
only insufficiently in soientific literature. A short
literary reviev reveals among other facts that as yet in
almost every case elements from the third group of the
periodic system have been used as catalysers. The authors
preferred to use boric acid as a catalyser sufficiently
aotive and fitting for their purpose. If it is added to the
reaction aixture in a quantity of 0,1% the formation of
phenyl-4richlorosilane is restrained almost completely.
Othorwise there is hardly any possibility of soparating it
from methyl-phenyl-dichlorosilane by rectification. The

Card 1/3 .incresse of compression in the autoclave - chiefly caused by

APPROVED FOR RELEASE: 06/19/2000

CIA-RDP86-00513R000723010010-7"

x




"APPROVED FOR RELEASE: 06/19/2000

CIA-RDP86-00513R000723010010-7

On the Catalysio Phdﬂ:ldﬁlou pf Hydrogenous Alkyle

chloronilngoaﬂbyvlgn:qng i

il(ninstibn qfihydroson-coa-0-,

20-421/52

according to the toqpoiuturo

of synthesis, at 290° after one hour, at 2500 after tme hours, -

Waraing for a longer time is not

profitable (see patents,

references 2-4,6) as in that case the exploit of the final ,
product defreases. With 0,1% boric acid the optimal temperature

is by 2409, If the temperasure

is caused to fall by 5-100

the reaction 1o deoisively retarded., The comparatively small
exploit of alkylephenyl-diohlorosilane is caused on the
vhole by the high capability of reaching of the alkyle
dichlorosilanes whioch suffer not only phenylation but
different other Sransformations such as changes of thermial
Tearrangement, condensation, and reaction with alkyl-phenyl-
dichlorosilane. The details of table 2 confirm the assumption
that the augmentation of the proportion of bensene will
inorease the exploit of alkyl-phenyl-dichlorosilane. Under

optimal conditions {t reaches 40%

of the reacting nethyl-

dichlorosilane. Pinally by-products are mentioned. The
reciprocal reaction of bensene and ethyl-dichlorosilane in
pPresence of bdoric acid is analogous. The optimal teaperature

Card 2/3 is about 2500,
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TITLE:

PERIODICAL:

ABSTRACT:

Klebﬁﬂékl!: A. L.E Sayadyan, A. 5., 19 28 3-1/61
arkhudaryan, 2. GC.

Investigation of the Polycondensation Mechanioa of 1,3~
-Dichlorobutene-2 Under Action of Friedel - Krafts-
Gustavaon Catalysts I (Izucheniye mekhanizmn polikondensatsii
1,3-dikhlorbutena-2 pod vliyaniyen katalizatorov Fridelya-~
Kraftsa-Gustavsona 1) '

Zhurnal Obshchey Khimii, 1958, Vol. 28, Nr 3, pp. 569-574
{n3sR) , ,

The polycondensation of 1,3-dichlorobutene-2 under action

of Friedel - Krafts - Custavson catalyosts was announced by
the authors alreandy earlier (ref.1). Other references are
lacking. The polymers of these coapounds are, however, of
interest as they are filu-foraing substances. Besides, this
polycondensation models t¢ a high degree the vulcanisation
process of polychloroprene (CH,=CH-CCl=:Ci ) under the
action of metal oxides. Tho pofycondenaatioﬁ of 1,3-44-
chlorobutene-2 wns carried out by the authors in the presence
of AlCl,, FeCl,, ZnCl, and SnCl,. In all caces low-molecular
and resinous pfoductsare ob:aer’}miv the poivconlonsation

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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Investigation of the Folycondensation Hechanios of 1,3~ 79.28-5-1/61
-Dichlorobutene-2 Under Action of Friedel-Krafts-Guatavaon
Catalysts 1

procesa taking place most clearly mainly under the foraation
of high-molecular polymers when AlCl, ie used. The reaction
with FeCl, takes place slowly. which’makes it posaible to
isolate tﬁe primary low-molecular polymers. Diaers as well
as low-molecular polymers were separated. In investiganting
the compooition and structure of low-molecular compounds the

dimer 06312014 and the product CGK”CI5 were found. The

increased mobility of the chlorine atoa increases the

capability of forming the complex CHSCCI=éCH-082'.PQCI4'

under the influence of the said eatalysts.- This coaplex

is bound to dichlorobutene according to scheme 1, The
obtained dimer 2,6,6-trichloro-S~chlorozethylheptene-2 has
the structure (II) which was supported by ozonization, as
in the products of decoaposition of ncetic acid (Oo% of the
theoretical yield) f-chloromethyl-y-dichlorovalerianic acid
(62,9%) and hydrochloris acid (91%; were found. The

formation of the above nentioned CQH”CI5 side product is
Card 2/3 tentatively explained by ssheme 2. In the reaction process -

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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Investigation of the Polycondensation Mechanisa of 1,3- 79-28-3-1/61
~-Dichlorobutene-2 Under Action of Priedel-Krafta-Custavaon
-Catalysts 1 .

- therefore a binding of two molecules 1,3-dichlorobutene~2
exists vnder the formation of 2.6,6-trichloro»Schloronothyl~‘
~heptene~2; from this hydrogen chloride is split off under

the formation of 2,6-d1chloro-5~ch1oronothylheptudionc-z,5.

At the same time polymers of high molecular weight are

formed the composition of which confirms the proponed
polycondensation acheme. 4 vuleanization process of poly-
chloroprane with metal oxides by condensation was sugzgested,
which takea place under the action of the metal chlorides :
forming in it. There are 5 refarences, 4 of which are Soviet.

SUBMITTED : March 5, 1957

Card 3/3

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"



"APPROVED FOR RELEA

SE "06/19/2000 CIA-RDP86-00513R000723010010-7

LR

AUTHORS:

TITLE:

FERIODICAL:

ABSTRACT:

79-28-3-2/61
Klebanskiy, A. L., Sayadyan, &. G.. Barkhudaryan,

“ ? K

The Reaction of 1,3-Dichlorobutene-2 With Chloroprene Under
the Action of Priedel - Krafts ~ Gustavsor Catalysts. II
(Vzaimodeystviye 1,3-dikhlorbutena-2 e khloroprenoa pod
vliyaniyea katalizatorov Fridelya - Kraftsa - Custavsoca. II)

%hurm)zl Obshchey Khimii, 1958, Vol. 28, Nr 3, pp. 574-578
US8R

In connection with the investigations carried out by one of
the authors on the synthesis of compounds aodelling the basic
atructural types of synthetic rubber with regard to their
different reactivity, alsc the reaction of crotyl chlorides

of different atructure with chloroprene, isoprene and divinyl
were inveastigated. lere the resulte of the reaction of 1,3~
-dichlorobutene-2 with chloroprene in the prenence of the
catalysts AlCl, and PeCl, are given. In both cases low-nolecular
and resinous p;oducta we;e observed. Wnen using AlCl, the
yield of the binding product (1 mol. to ! nol.) was tery
small. With ap increase of the concentration of the catalyst

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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2 With Chloroprere tUnder thc{9-28'}-2/61

The Reaction of 1.5~Dichlorobutene-
on Catalysts. II

Action of Priedel - Krafts - Gustavs

mainly the formation of high~aolecu1ar coapounds is taking
place waich aakes more difficult the isolation of low-.
-molocular compounds. The ratio between the initial products
exercizod great i{nfluence on the final products, the yield

of the primary binding product {ncreaaing with the increase .
of the excess of !,z-dichlotobutane~2, As results of the
reaction of 1.)-dlahlorobntene'2 with chloroprene as prinary
product the formation of 8ix compounds can be expected (see
formulae (I).(II),(III),(IV).(V),(VI))d Their structure was
proved by ozonization, as in the products of deconposition
ncetic acid, chloroacetic acid and succinic acid (795,6% -
8o,3% and 81,09%) were found. 1t sust be aesumed that in this
reaction the step-by-atep condonsation takeo place as

followa: Firat the componnd cnscc1==cncnzcn2cc1==cncnzc1. then

cuBGclacﬂcaz(cnzccl-'-cncnz)201. then c55c01=cnc112(cnccl==
==cacn2)5c1, etc. Such reactions are deseribed in publications

as wtelonerization”.
Thus it was shown that in the presenc? of the two catalysts

Card 2/5 1,3~dichlorobutene~2 coabines with chioroprene 1n the position

APPROVED F :
OR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"



"APPROVED FOR RELEASE: 06/19/2000

4| CIA-RDP86-00513R000723010010-7

" Phe Reaction of 1,3-Dichlorobutene-2 With Chlaroprene Under 79.28-3-2/61
the Action of Friedel - Krafts - custavson Catalysts. 11

1,4, forming products containing one, two, three or nore

 moleocules. The product of the reaction of one nolecule 1,3~

-dichlorobutene-2 with one aoleoule chloroprene has the
structure of 1,},7-trich10ro-octadienn-2,6.There are 8§
references, 3 of which are Soviet.

SUBMITTED: arch 9, 1957
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Kleb A. L.; Sayadyan; A. O., 19-28-4-1/60

Barkhudaryan, M. G.

Interaction of the 1,3.Dichlorobutene-2 With Isoprene
and Divinyl Under the Action of Pecls‘ 111 (Vzaimodeyste
viye 1.3-dikhlorbutena-2 s izoprenoca 1 diviniloz pod
vliyaniyen PeCl,. 111)

Zhurnal Obshchey Khimii, 1958. Vol. 28, Hr 4,
pp. 881-084 (USSR)

in the previous paper the investigation results of the
reaoction of 1,3-dichlorcbutene-2 with chloroprene under

"the action of the catalysts ty Fridel® - Krafts - Gustave
‘son (Zhurnal Obshchay Khimii. 1958, Vol. 28, pp. 574)

were demonagtrated. The authers continued work in this
direotion and investigated the reaction of the interace
tion of 1,3-dichlorotutene-2 with isoprene and divinyl
in the presence of 3‘9013. 1n both cases the formation

of low molacular as well aa of resinoid products vas
observad, They did not succeed in precipitating the

CIA-RDP86-00513R000723010010-7"
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Interaction of the 1,3-Dichlorobutene.2 With

79.28-4-1/60

Isoprene and Divinyl Under the Astion of FeGl,- 111

pricary produsct by using the catalyst AlC

For this

reason further experiments were carried oué only with

the catalyst 790)5.

nrot surpass 0,25 mol
tion the number of the high

additicn compourd,
tation of the latter., 1In
a8 in thoae with

influences the Interaction o

divinyl the compound
f the initial aubstanceés on

On thie occasion concentration aid

#i In th
nolecular
with saimultaneous decrease of the ylel
whick renderad difficult the precipie
reasctions with isoprere AS well

@ cage of higher concentrae
groducta insreased
of the primary

of the products

which occasicn the yisld of the ptimary ad4itional coms

pound increases with tho increase of
excagss. In the addition of 1,
to isoprene the formation of 6 products may be

product

1,3~dichlorobutene~2
3~dichlorabutene—2 as primary

expected as result according to the direction of the ads

ditiont 1,43 4.

5,23 2.14 3.4 and 4,3. ) &

was found

that the addition mainly takes place in position 1,4 with
the formation of compound (I). '

CH5001::;98Q320B26:::CKCBZCI.

(1) CHy

APPROVED FOR RELEASE: 06/19/2000
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Interaction of the 1,3~Diohlorohnteno—2 With 79-28-44/60
Isoprene and Diviny) Under the Action of P!C]B- 111 '

The strusture of the formed product was proved by ozonis
zation. No addition products of two lgjadlchlorohutene—z
molecules to one ieoprene moleculs are cbserved in the
reaction mixture. In the addition of l,jndtchlorobutono—z
as primary produst to divinyl the formation of three
different reaction products can be expected acoording to
the direction of the addition (1,44 1,2 or 2,1). The
method of ozonolysis was upsed for the deternination of
the structure. The result shows that the addition takes
place also in this case mainly in the 1,4 position and
that a compound:

035001 = CHCBZCHZCB :—-0303201

forms. :

Algo in this case no addition products of two 1,3-~dichs
jorobutene-2 molecules to one divinyl molecule were obe :
_gerved in the reaction mixture. The results of the investis
gation proved that in the case of chloroprene as well as

Card 3/4 with isoprene the reaction of telomerization takes place
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Interaction of the 1,3-Dichlorobutens-2 With 79~28*4-7/60

Isoprens and Divinyl Under the Action of ?9013. 111

under the formation of higher molecular compounds .
Conoiusion: It was found that in the interaction of
1,}~dlthlorabutcne~2 with isoprene and divinyl tarry high
molecular material as well as low molecular primary
addition preducts are formed. 1,7~dtchloro-3-methyl

octadiene~2,6~ an sddition produst of 1,5ﬁd1chlorobn£¢ne-2

to isoprene in poaition 1.4 was precipitated. 1,7-dichloro
occtadiena.2,6-- an addition product of 1,3»d1chlorobutcno-2
to divinyl in position 1.4 was precipitated. :

Thera is 1 table, O references.

SUBMITTED® Mareh 25, 1957
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79-20-4-49/60
‘AUTHORS! %lobanskiy. A L. , Vilesova. M. 9.

TITLEY Research in the Field of the Synthesis and Polycondenution
of N-Alkyl perivatives of flexanethylens pianine (1ssledovaniye
v oblasti sintez kondensatsii ﬂ~alkuproizv'odn7kh
_ gekumtilondianina) Synthesis of N-Monoalkyl
Derivatives of Hexamathylene SII. 0 sinteze H-mono-
alktlproizvodnykh geknanetilendiamina

PERIODICAL Zhurnal Obahohoy Kh1n11,1950,701.26.ﬂr 4.99-1075f1075(USSR

ADSTRACTS Tho_ptoduotion of N»nonosubatituted hoxazethylene dianines

of the normal method of reducing alkylation (Ret 1)
Ry conneoted with great difficulties. 7he carbonyl coapound
nay, at least in the initial stage of the reaction, resot
with the maino group of the f{ree a8 well as with the anino
group of the alresdy monosubstituted dissine. Thus, a con-
pound of K-mono- and N ines which nan be -
geparated only wi hich contains & con=
siderably part pf the dieubstituted components foras. In
order to conduct reaction to the side of the N-monosubsti~

card 1/4 tution the obmervation nade by the authorsws used that
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19-20-4-49/60

Research in the Field of the Syntheul and Polycondensation of N-Alkyl
Derivatives of Hexamethylena Diamine. II. On the Synthesis of N-Mono-
alkyl Derivatives of Hexamethylene Diamine

g014d hydrates insoluble in water may fora from li-mono- &8s

well as from N,N!-dialkylated dianines. For this reason

the resotion is carried out best in the aqueous medium and
the ratio belwaen the quantity of the alkylating compound,
and hexamethylene dianine was selected correspondingly lower
(up to 1 mol per 1 mol diamire ). Oreater yield of N-mono=
gubatituted diamine is achioved by the fact that it pre~
cipitates from the aquecus solution {n the form of the solid
hydrate. Due to this reason the provability of the reaction
of the second amino group with tha alkylating agent is Te-
duced and the reaotion {s shifted mainly to the side of
N-monoalkylation. The formation of hydrates vas investigated
quantitatively by the exanple of the disulstituted deriva-~
tives, especially by the exanple of N.n'-di-n-bntyl and
H,N'vdiinoprOpyl hexanethylene dianine. pisubstituted di-
amines form orystallized white hydrates if water is added,
and also in an atmosphere saturated with steaad, and in air.
In drying with P.O. in the exsiccator water 18 completely

Card 2/4 geparated and thg ;c-forned diamine proves identical with

APPROVED FOR RELEASE: 06/19/2000
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19-28-4-49/60
Research in the Field of the Synthesis and Polycondensation of H-Alkyl
Derivatives of Hoxamethylene Diamine. II. On the Synthesis of N-Mono-
alkyl Derivatives of Hexamethylene Diamine ,

the originsl diamine. It could be observed experinentally
_ that 1 mol of the disubstituted diamine rapidly absorbs
2 polo of water and then forns a hydrate} further absorption
of water takes place nuch more slowly. At the given condi-
tions 1 nol diamine absorbed maximally 4 mols water. The
dehydrate of the H.H'-di-n-bnty1~hoxanothylcne diamine 1i»
insoluble in water, the dihydrate of ﬂ.n'-diioopropyl-heu-
methylene dianine diasolves in the exceas water. Also .
H,H'-diiaobutyl-, ﬁ,n'-di-n-butyle-hexnuethylcnc dianine
and others fora hydrates. Monosubstituted diamines equally
form oryatallized hydrates in the air (in an atmosphere
gnturated with gtean). The decrease \n the yield of H,N'-
.dialkyl dianines and the formation of a certain apount
of H-monosubstituted dianine at the carrying out of the
reaction of the reducing alkylation in water 18 obviously
explained by the fornation of these hydrates. The method
of representation of mono-substituted derivatives was esla-
Card 3/4 borated by means of the example of H.-mono-~n-butyl hexa=
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79-28-4-49/60
Research in the Field of the Synthesis and Polycondensation of N-4lkyl
Derivatives of Hexanmethylene Diamine. II. On the Synthesis of N-{ono-
alkyl Derivatives of Hexamethylene Dianine

methylene diamine, however, it can alaso be used for the :
aynthesin 5f other monosubstituted derivatives which form
hydrates insoludle or difficultly soludble in water. The !
hydrate of N-monoisopropyl-hoxamethylene diaaine is soluble
in oxcess water. However, also in this cuse the yield of
the Memonosubstituted produst 1s increased in carrying

out the reaction in the aqueous medium.

In an experinental part the alkylation by neans of the
n-aldehydes of ths aliphatioc series, and by acetone is

deocribed in detail. There are 1 figure, 2 tables, and
1 reference, 1 of which 18 Soviet,

SUBMITTED: April 11, 1957
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AUTHORS Xlebanskiys Ae Ley

TITLE:

(1ssledovaniye v oblast
-alkilproizvodnykh geksanm

Yilesova, M. 3.

507/ 79-28-6-19/63

Investigation in the 7ield of the Synthesis end Polyconden-
sation of H-Alkyl Derivatives of the Hexsmethylenediamine

4 sinteza i yolikondcnntsu K-
etilendiamina) III. On the Influence

of the Structure of the fubatituting Radicsl on the Direc=
tion of Remotion of the Alkylation of B.x;nothylonodinninc

(111, 0 vliyanii stroyeniy
‘napravlaniye reaktsidl alki

FERIODICAL:
(ussr)

ABSTRACT:

a sameshchayushohego radikala ns
1irovaniys goklanctilcndinainn)

gnurnal cbshchey khimii, 1958, Vol. 28, Ny 6, pps 1524=1520

The earlier investigations (Reg 1) of the reduction alkyla-
tion of hexamethylene diamine made it possible to the auth-

ors to determine some dependences of the radicsl structure
of the carbonyl compound on the reactivity in the alkylationy
anong the carbonyl compounds formaldehyde plays & speoial
rdle. Different from reactions oarried out earlier with foras-
aldehyde the alkylation had to be carried out in neutral
pmedium and the hydrochlorio salt of hexanethylene diaaine

APPROVED FOR RELEASE: 06/19/2000
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0¥/ 719~28-6-19/63
Investigation in the Field of the Synthesis and Polycondensation of N-
«Alkyl Derivatives of the Hexamethylenediamine. 11I. On the Influence of
~the Structure of the Bubstituting Radical on the Direction of Reaction of
' the Alkylation of Hexamethylenediamine ' :

 had to be used. At the molar ratio of diamine to aldehyde afs2 -
the aaymmetrio R-dimethylhexamethylene diamine (75 %) of the
formula (cgz) xu(cng)saun was obtained as main produgt. The
high-boili $ractidn ohtiinod as secondary product contsin-
ed mainly the tri-substituted diamine. I% is shown that the
chosen direction of the reduction alkylation of hexamethylene
d4anine in the direotion to the K,%'-dialkylation {5 deteramin-
ed by two opposite {nfluences, vis. by the inocrease of the
reactivity of the substituted amino group and by the steric
effoct of the subatituent. Beginning with {sopropyl and
higher an exclusive direstion of the reaction to the side
of the N,N'-disudbstitution is observed., On the introduoction
of the ethyl~ and n-propyl radical the synthesis of the pure
symmetric hexamethylene derivative is made difficult, On
the introdudion of the methyl the resction takes place com-
pletely to the side of the formation of the asymastric prod-
uot of substitution. The jntroduction of a tertiary bdutyl
group to the amino group of the hexamethylene diamine is not

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"
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| | | » S0/ 79-28-6-19/63
Investigation in the Field of the Synthesis and Polycondensation of HE-

-Alkyl Derivatives of the Hexamethylenediamine. I1I. On the Influence of
the Structure of the Substituting Radical on the Direotion of Reaction of
‘the Alkylation of Hexamethylenediamine : :

achieved whereas trimethylsilyl easily substitutes both hydro-
gen atoms under the formation of a four tines-substituted
oompound. Thers are 2 tsbles and 3 references, . whisch

are Soviet,

SUBMTZTED¢ May 25, 1957

1. Alkyl derivatives--Synthesis 2. Methyl hydrazines--Chemical
reactions : ) . _
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AUTHORS : Klebanskiy, As Ley

TITLE:
meothylene

Vileaova, X. 5.

501/ 79-28-6-20/63

Investigation in the Field of the Synthesis of N-Alkylhexa~
Diamine Derivatives and Their Polycondonaationo

(1ssledoveniye ¥ oblasti sintesa H-slkilproisvodnykh geksa-

petilendiamina i ikh polikondonnatsii) V., Some
Concerning the Resction Kinetios of

of Hexamethylene Diamine (v.
reaktsii vosstanovitel'nogo
‘ anins
PERIODICAL: Zhurnal obshchey khimii,
(vasR)

ABSTRAGT:

which
structure of
city of the
Based on the

the synthesis of K-substituted diamines 1t was
using these

Card 1/3
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dada to deteramine the

Problenms
the Reduction Alkylation

Nekotoryye voprosy kinetiki

alkilirovaniys geksametilendi-
1958, Vol. 28, Nr €y PP 15208-1534

The purpose of the present paper was to explain:i) The de~
pendence of the reaction velocity
the prooess takee place, and
the alkylating compound on the
reduction alkylation ¢f hexapethylene
repults which wera .obtained by

on the conditions under

2) The influence of the
reaction velo=-
dianine.
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‘possible when
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. ' _ 507/ 79-28-6-20/63
Investigation in the Fi01d of the Synthesis of ¥-.Alkylhexamethylene Diamine
Derivatives and Their Polycondensations. V. gome Problems Concerning the
Reaotion Kineticas of the Reduation Alkylation of Hexanethylene Dianine

carry out the somparison with various alkylating compounds.

The investigation of the reaction of the reduction alkylation
of hoxamethylene diamine with aldehydes and ketones at in-
creased (100 ~ 50 atmospherss) as well as at roraal at-
mospherioc preasure showed that this reaction apparently is
of suction character whish is limited by the diffusion stage
of the reaction comp/nent of soluticn and catalyst. It was
ghown that the reaction velocity does not depend on the con=
centration of the components and their conversion in the
reaction prosess (Figs 1 - 5)s On the other hand it also
considerably depends ¢n the structure of the alkylating sl-
dehyde or ketc¢ne. Tt was found that the reactions of the
reduction alkylation of hexamethylene at nornal pressure snd
above 50 atmospheres absolute pressure are of zero-th order,
and within the interval of from i0 tc 4o atmospheres thoy
are of first order; this feol can be explained by the in-
complete sucticn saturation of the catalyst within thies pres-
sure interval, It was shown that the above mentioned reaction

“Card 2/3 velocity 1s on the cne hand dependent o the relative polari-
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‘ . - 307/ 79-26~6-20/63
Investigation in the Fleld of the Synthesis of N-Alkylhexamethylene Diamine
Derivatives and Their Polycondensations. V. Some Problems Concerning the
Reaction Kinetics of the Reduction Alkylation of Hexamdhylene Diamine

ty of the alkylating compounds and on the other hand by the
steric hindrances caused by the struoture. The second fac~
tor plays a r8le only in the case of ranified carbonyl come
pounds. There are 8 figures, 3 tables, and 3 references, 2
of which are Soviet.

SUBMITTED: llAI 25, 1951

1. Alkyl derivatives--Synthesis 2. Methyl l\ydrazmea--Chenical
reactions ‘
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AUTHORS : Klebanskiy, A; L.y Vilemova, 3. S sov/?g-za-7-11/54
2ITLE: Investipation in the Pield of the Synthesis of the R-Alkyl

Derivatives of fexanethylene Dianine and Their Polycondensations
@eeledovaniye v oblasti sinteza H-alkilproizvodnykh cexsaneti-
londiamina i ikh polikondanaatuii) ¥. On the Reaction Mechanisz
of the Reduction Alkylation of Hoxanethylene Dianine (V.0
"mekhanizme reaktsaii vosstanovitel'nozo alkilirovaniya gekoanoti-
lendianina)

PERIODICAL:  2Zhurnal obshchey khinmii, 1958, Vol 28, Nr 7,
pp. 1761 - 1172 (ussR) :

ABSTRACT: The problem of the possiblo interaedinte products and of the
role played by the catalyst is of inportance for the explanation
of the reaction mechanisn of the reduction alkylation of hexa-
gethylene dianine. 1t is generally assugned that in such reactions
an azomethine base, i.e. geniff's base (Ref 1) occura as inter-
modiate product. In order to deteraine its pregsence in the case
investigated the reduction volocitico of the mixture of hexa-
methylene dianine butyric acid sldehyde and of the correcponding
azomethine bose with the foraula o
card 1/3 cn,cnzcnzcn— HE(CH,) gHHimm CHCH,CH,Clly wore coapared to each
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T
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Investigation in the Field of the Synthesis of the s0v/79-20-7-11/64
N-Alkyl Derivatives of Hexamethylene Diamine and Their Polycondengations.
¥. On the Reaction Hechanisa of the Reduction Alkylation of Hexancthylene
Diasaine o '

other in alcoholic aolution. Proam figure 1 may be seen that

the reduction of the above mentioned alxture takes place con-
siderably nmore rapidly than that of the pure Schiff's base.
inventigations showed that according te the infrared spectra
and the polarosraphic dntis obtuined a gehiff's base io present
in the mixture of hexanet hylene diunine and tutyric acid sl-
deliyde. In the hydration with hydrozen the roduction velocity
of Schiff's bage is conpiderably higher at the mozent of
peparation than that of the mixture of hoxazethylene dianine 7
and the carbonyl conpound. A reaction wechanica of the reduction
alkylation ig suggestod according to which the diaaine and
the carbonyl compound are tndividually chenically absorbed, ‘
converted and reduced in tho absorbed state. The velooity of the
reduction alkylation is determined by the chenical absorption
of the single reaction component. The reduction of the base

' existing in the solution does not deteraine the courpe of the

card 2/3 process as a whole. There are 3 figures, ! table, and 3 refer-
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Investigation in the Pield of the Synthesis of the S0V/79-20-1=11/64.
H-Alkyl Derivatives of Hoxamethylene Dianine and Their Polycondensations.
Y., On the Reaction Mechanisa of the Reduction Alkylation of Hezancthylene:

Dianmine
~ences, 3 of which are Soviet,

SUBMITTED:  Mey 25, 1957

1. Methyl amines—-Synthesis 2, Methyl amines—Reduation
3. ALyl derivatives-~Synthesis 4. Catalystsw=Performance
5. Infrared spectrun—Applications 6. Condensation reactions
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AUTHORS: Klebanskiy, Ae Ley Vilesova, M. S; SOV/19-28-?-12/64
TITLE: Investigation 4n the Field of the Synthesis of N-Alkyl

Derivatives of Hexanethylene pismine and Their Polycondensqt#onu ,

(Ianledonniyow oblasti sintezs ll-ulkuproizvcdnykh gokeanetilen-

diamina i ikh polikondonoataii) VI. The Synthesis of the Poly~
anines Proceeding Pros the H-Alkylated Hexanmethylene Dianine.

~ Mhe Bynthenis of the Partially H-Alkylated Polyanides {vI. Sintes
poliaminov na osnove $-alkilirovannogo gekaametiiondiamina. Po-
lucheniye chastichno N-alkilirovannykh poliaﬂidov)

PERIODICAL: ghurnal obshchey khimii, Vol 28, Nr 7, PP 1772 - 1176 (USSB)

ABSTRACT: In the present gnvestigation the author aynthetized produsts of =
various substituted diamines ( in the positions M_ and N') and
their mixtures with not-substituted dianines in order to dioturd
the orystalline structure of the polyanide and to furnish it with
elastio properties. The N.ﬂ'-diaubatituted diamines shich by ‘
polycondennation lead to polyamides without hydrogen bindings -

"~ petwoen the chains were then treated with diisocyanate. Thus two
types of polyamides were obtained which were principally different

Card 1/3 from each other. the first type ig forrmed by poiycondenaation
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Investigation in the Field of the Synthesnis of H- S0v/79-28-7-12/64
Alkyl Derivatives of Hexamethylene Diamine and Their Polycondensations. VI.
The Synthesis of the Polyamines Proceeding From the H-Alkylated Hexamethylene
Diamine. The Synthesis of the Partially H-Alkylated Polyanides : S

and oonnists of comparatively short polyner molecules condined
by hydrogen. The properties of these products are not only
detormined by the nuaber of the existing hydrogen bindings but

 also by the structure of the subastituted radical. The polyners.
of the second type do not have such a binding. Their basic

_ polyamide chains are lengthened nnd cause valence bridge bdonds

“between the chains to be formed with diisocyanate at the -ex-
pense of the reaction’of their end groups, which are produced
in the roaction of the diisocyanate with the forning carbamide

. groups. These polymors (of second type) are of importance for

" the modification of their physicochemical properties. Polyanmides
of various degres and of different order with respect to their
N-pubgtitution, based on the conversion of the ¥,N'-di- and
N-monoisopropyl hexamethylene diamine with adipic acid were
obtained and characterized. There are 2 figures, J tables, and
7 references, 3 -of which are Soviet.

SUBMITTED: May 31, 1957
Card 2/3 - |
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. sov/79-2e-7-13/64

Investigation in the Field of the Synthesis of the H-Alkyl -
Derivatives of Hoxanethylene Diamine, and Their Polycondensationn
inteza !-alkilproizvodnykh 5¢ksuﬂetll‘ B
teii) VII. The Conpleto Production
nd the Coupling of Their Chains :
with Diisocyanate (viI. Polucheniye polnost'yu R-alkilirovannykh

AUTHORS: nebunﬂkiyg ke Loy Vilesova, K. 8.
TITLE:
(1asledovaniye Vv oblasti 8
endianina 1 ikh polikondensa
of N-Alkylated Polyanides 8
, poliamidov 1 sochetaniye ikh tsepey diizotsianaton)
Periodicalt  Zhurnsl obshohey khimii, 1958, Vol. 28, Nr 7,
pp. 1177 - 1189 (USSR) ,
ABSTRACT

piisocyanate was by many scientinte (Ref 1) uged ag means for

the lengthening of the polyester chains. This method 48 enployed

in the synthesis of N-substituted polyanided for the first tiney

it conpists of two stages: 1) A complete synthesis of the N-

substituted polysnidea pro
dialkyl hexamethylene diam

ceeding from adipinie acid and M '~
ine with various substituents. 2;

The lengthening of the chaing of the obtained polyanide, and

Card 1/3
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transfornation of the linear polyzer into a space poly=mer by &
reaction with diisooyanate according to the mentioned scheae.
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Invesiigation in the Fleld of the Synthecip of the -  80V/79-28-7-13/64
Alzyl Derivatives of Hexamethylene Diamine, and Their Polycondensations. VII.
The Complete Production of N-Alkylated Polyanides and the Coupling of Their
Chains ‘With Diisocyanate

Card 2/3

In order to secure the chain formation of the polyamide in the
lengthening by means of diisocyanate a polymer with secondary
amino groups at the chain terminals had to be obtained, which

wao achieved by excess dianine. Thorefore no salts served as
initial products but a free substituted diamine and adipiniec

acid. Concluding N-alkylated polyanides wore synthetized with
different substituents and it was shown that polyamides with
ramified radicals (isopropyl-,butyl-2-) of wax-like character

as well as those with line radicals (n-propyl-,n-butyl-) of
balsan-like character are soluble in benzene, It was found that ]
in the conversion of the N-alkyluted polyamides with diisocyanate’ -
a lengthening of the chaina take place on which occasion poly-

moers with ramified substituents form 50lid, and even brittle
products, whereas such with linear substituents forn elastic
products. The second treatment with oxceas diisocyanate leads .
to polyanides of space structure. There are 1 figure, 4 tables, .
and 3 references, 2 of which are Soviet.
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Investigation in the FPield of the Synthesis of the N- 30v/79-26-7~13/64
Alkyl Derivatives of Hexamethylene Dianine, and Thoir Polycondengations. VII,

The Complete Production of H-Alkylated Polyamides and the Coupling of Their
Chains With Diisocyanate -
SUBMITTED: May 31, 1957

1. Alkyl derivatives-=Synthesis 2. Amides--Production 3. Amides

«-Molecular strusture 4. Diisooyanates—Molecular structure
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._Nlebenckiy, 4 L., Krasinckeye, Jo X 307/77-28-8=13/66

s.nthesis of the Alkoxy Nerivatives of Jivinyl icetyleae
(#intes alkoksiproisvodnykk divinilatzetilens) '

VII. Concerning the Crientation of the Addition of tthyl
alcohol to MNivinylucetylene (VII. O napravlenid pricsoyedineniy:
«tilovago erirts k Atvinilateetilenu)

Zhurnal obshchey khinmit, 1958, Yol. 26, Hr 3, pp.2C61-7: 6a{t- 2}

In & previous report (Ref 1) it wns shoza that the addition
of various aloohols to divinylacetylene, in the presence of
& sodium alkoxy compound and at the boiling point of the

mixture, takes place at varying positione. One could agrune
that the locua of addition was dependent upon the reaction

~ tenmperature or the structure of tho radictl. In order to

clarify the influence of tho roaction temperatuze on the po-
sition at which ethyl alcohol adds to divinyl ecotylene 2
decomposition reaction was carried out in the presenc: of
a vodium anlkoxy oonpsond and at a lowered toaporaturud&f(p‘-
tenperature: 85 - 95 ), a temperature sorresponding $o the :
reaction temperaturc for methyl alcohol. It was found that

the addition takes place primerily in the 1 and 4 poritiony,

e a.-;zwf;v
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~-iynthesis of the slkoxy Derivotives of Divinyl 807/79-23-8-15/66'
Acetylene. VILL soncerning the Orientation of the sdaition of %thyl Alzohol
to Div;nylucetylone

as ia the case with methyl alcohol, end not in the 1 aad 6
poaitione as it had et the higher tomperature. ?ho rate of
vddtion of the uthyl alcohol is clearly lese than that for
metnyl alcohol at the some temperature. The yield of cthory
deprivetive after 300 hours was 14 %, while the sethoxy yield
wus 1% = 13 45 cfter 40 - 60 hours, both czlculations based
on the starting carbonic acid. The addition product of the
othyl :lcohol ¢ ¢ 3-0thoxyhexatricno-1,5,4 (Formuln f). Ito
etructurc wea proved by ozonolysis, whereby formie, weetie,
.nd oxulic acids weTe obtained. Thus it wus sho-n that the
.d¢ition of ethyl eleohol to divinylucetylenc 18 conditioned
vy the reaction tespereture (see Forpula I and Pormuls 11).
%2 the investigrtions showed that an jsonerization results
ahen the uixture ig heated for a longer time, and that the
prizaary ~444tion loei ere the 1 and 4 positions, they { =i

& =osition Zoras then resulting froa gsubgequent {rouerizestion.
There ure 3 1eferences, 2 of which are Soviat.

‘SURNTYT D Juna 77, 1957
Sard /3

B
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of Divinyl acetylene. Y1, Toneorning

“ynthweis af the flkoxy ﬂerivativec‘;thﬂ ARy ey Lace tys on-

1t~ orfcntsbion of the sddition of
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AUTHORS: Klebanskiy, A, Lo, Sayadyan, 4. G., SOV ,/79-28-12-20/41
Barkhudaryan, A. G. ' -

TITLE: Pelomerization of Chloroprene in the leaction With 1,3~
Dichloro-Butene-2 Under the Action of PeCl,. 1V (Telo-
aerizatsiya khloroprena pri vzainodeystvii’ s 1,3-dikhlor-
butenon-2 pod vliyaniyem Peclj. 1v) '

PERIODICAL: Zhurnal obuhqhey khinii, 19v8, Vol 28, Nr 12,
pp 3253 - 3258 (USSR)

ABSTRACT: According to refarances 1 and 2 the activity of chloroprene
o in telomerization renctions under the action of ion cata-

lyats ie lower than in other diolefins. Thiec property
contradicts the conparatively higher renctivity of chloro-
prena in the radical polyserization, the velccity of which
1r higher by 760 timen than that of iaoprene 1f the process
18 carried out in a homogeneous mass. To determine the
effoct of the ratio between 1,3-dichloro-butene-2 (1)
and chloroprene (II) 4n the prenence of P0015 upon the
molecular weight of the forming teloners the” authors
carried out the telomerization within the wide range of

Card 1/3 tho molar ratio (I) : (II) of from 2:' to 1:500, which 1s
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Telozerization of Chloroprene in the Reaction With 307/79-28-12-20/41
1,3~Dichloro-Butena-2 Under the Action of PeCl,. v ,

of theoretical and practical interest. In the chloroprene

rectifioation product and especially in the raw product

thers are iapurities of dichloride and FeCl contained

which cause the formatfon of low.moleculur Zolynorn in

the rectification, and even on longer standing. These im-

puritice coming from the naterial of the apparatus used

shange the molecular weight and plastiecity of the polymers

foraing from chlorsprene. In the emulsion polymerization

those impurities dc not exert any influence as the iron

chloride is hydrolyzed and becones inactive (see results

on all thia given in table 1 und in figures 1-4). By in-

vaatigation of the polymers obtained the authors proved

$hat 1.3-dichloro-buteze-2 ia a component of all poly-

mers. Its quantitios decrease with decriase of its molecular

ratio to chloroprene; the mediuz molecular weight of the

polymers increases accordingly. a sufficiently go:1}

congruence of the molecular weights wns found, which

were deteramined oryoscopically and vicconinetrically

according to the ohlorine to be saponified. This is proof
Card 2/ 3 of the telonerization schome sugsested on the action of P0013.
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Telomerizﬁtion of Chloroprene in the Keaction With 50V/79-28-12-20/41
1,%-Dichloro-Butena-2 Under the Action of Pocls. 1Y

There are 4 figures, 2 tables, and 2 references, 1 of
whioch is Soviot.

‘ASSOCIATION: Yeerangkiy politokhnicheskiy inatitut im. Karla Marksa
' (Yerevan Polytachnic Institute imoni Karl Marks)

SUBYITTED: . October 14, 1957
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| DOLGOPOL'SKIY, 1.M.; KLREANSKIY, A.L.; KRASINSKATA, D..

et divinyiacesylene. Zhur. prikl. khim. 71 no.9: |
AT, e b
(Acetylene) (Polymerisation)

APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7"



"APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7

R RN P S N g R A Ak 7

RS

KLEBAESKIY, L.Iu: ORACHEY, I.Y.; KUZRETSOVA, O.M.
— ]

chlorides in an
Oxidation of dimethylacetylenylearbinol by eo or 1+
snnonia soultion, Zhur.prikl dhis, 31 nor12: 1869-1675 D 8. s

(Propymol)  (Oxidation) (Copper chlorides)
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AUTHORS:

TITLE:

PERIODICAL:

ABSTRACT:

Card 1/3
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¥al'nova, O. M., Mikheyev, Yo. I'., - 80V/20-123-4-33/53 -
K}e_hg_nﬂulo—l——l{.. Pilinonova, ¥. P.

Catalytic Interaction Between Alkyl Dichloro Silanes and
Hnlogen Subatitution Froducto of Beuzene (Katalitichesakoye
vzaimodeystviye alkildikhlorsilanov a ;;nloidza:teshchonnyni
benzola) , :

Doklady Akademii nauk SSSR, 1958, Vol 123, WT 4,
pp 693 - 695 (USSR)

The above interaction is mentioned in only a few patents

(Ref 1). The authors investigated the sane interaction of
methyl dichloro rilune with chloro benzene and fluoro benszene
as well as the same reaction of ethyl dichloro silane with
chloro bengene. Boric acid with its numerous advantages wae
used as outalyst, or more accurately as source naterial for
the catalyst. A) Reaction of nethyl and ethyl dichloro silane
with chioro benzene. The temperaturc nccesssry for introdueing
the reaction smounts to 2559 (methyl dichloro silane)y it is
10° higher for etliyl dichloro silane. Table 1 shows the

CIA-RDP86-00513R000723010010-7"



"APPROVED FOR RELEASE: 06/19/2000 CIA-RDP86-00513R000723010010-7

Catnolytic Interaction Betweon Alkyl Dichloro Silanes arnd 80'1/20-123-4-}5/55
Halogen Substitution Products of Benzene :

dependence of the yield of ethyl chl:src-phenyl dichloro silane
on the tompersture of the synthenis, The following products
are formed in the recaction of methyl dichloro silane: 6%
remain uncharged; 7% methyl dichloro silane,~ 5% dimethyl
dichloro silane, ~ 60% unclianged chloro benzena, As 4% inter-
mediate fraotion (boiling point 44-1289/29 aa), s 103 methyl
chloro-phenyl dichloro silune, und ~s 5 % residue in the flask.
Gaseous products contain 86.5-87.%5 hyurogen, 9-10% methane,
and 0,7-1% hydrogen chloride., The isnners of =ethyl chloro-
phenyl dichloro nilane are contsained in the fractions as
follows: ortho- ~20%, meta- Ay 455, and para- s 35%. The total
yield of all isomern amounts to 24-27% of the reacted methyl
dichloro silane (the ratio of the isomers wus deternined by
K. K.popkov), The yields were aloo given for other subtstances
mentioned above. Prom table 2 it =ty be seen that in the
snid reaction the reactivity of tho benzene nucleus decreases
regularly with the sucesaful cubntitution of a hydrogen atom
by a halogen nton. Thin deercase ia the more abrupt the bigher
Card 2/3 the polarity of the halogen. There are 2 figurcs and 3

T STRTIITTE Egliat AR iy
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Catalytic Interaction Between Alkyl Dichloro Silanes nrd SOV/ZOMZB-&-})/SB
Halogen Substitution Products of Benzere .

references, 1 of which is Soviet.

PRESENTED:  July 14, 1958, by B. i. Kazanskiy, Acadenician

SUBMITTED: July 10, 19»50
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KLIBA!ISKIY. A.L.; YO8IK, .0
‘.‘ﬂ‘_’.——-——_“_‘

dels
tovards radicals of compounds used as ®mo
::;.:;:'::{n types of synthetic rubbers. Part 18 !llugigt:
vith the tartiary bdutoxy radical, Vnobol.toz:in 13'5)
1242-1208 Ag '59.

1. Vsesoyusnyy nmauchno-issledovatel’skiy tnstitut sintetiche-
skogo kauchuka,.

(Butoxy group) (Rubder, Synthetic)
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CLESAISKIY, A.L.3 VOSIK, T.r.
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Reactivity toward free radicals

of compounds modeling the

basic types of synthetic rubbers, Part 2! Reaction vith

diphaxvlpicrrlwdnwl. Tysokom.sosd. 1 no,811246

Ag '59.

1248
(WIRA 13:2)

1. Ysesoyusnyy nnnchno-iulodmtol'-kxy institut sinteti~
. -
cheskogo ¥auc

(Rnb::: 'smumo) (Hydrasyl)
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5 (3) sov/19-29~5-16/61
AUTHORS: Garmonov, I Yoy Klebanskiy, Ae | Chevychalova, K. Ko

TITLE: preparation of Div inyl by the Catalytic nydr°s°“‘t1°“é§£ -
lene jalant vinilatsetilona 8 toell~
Qeneral Kinetic Rules of the ‘

enation of Vinyl Acetylene in golution(I. Obshali-
kiye zakonomernosti jzbiratelinogo sidrirovmiya >
vinilatsetilena ¥ rastvore) :

PERIODICAL:  Zhurnal sbshohey khimii, 1959s Vol 29, Hr % pp 924-830 (ussR) e

ABSTRACT: The authors thoroughly jnvestigated the catalytic hydrcgenntion &
' of vinyl acetylene in order to increase the selectivity of o
this reaction and to find the technologicsl pasis of this pro-
cesa for its industrial utilization. On snvestigating the com~
position of the hydrogens ducts of vinyl acetylere in
the solution with various catalysts 1% could be found that the
palladium catalyst produces'the highest selestivity oa the
. hydrogenation. Thia capabiiity is iilustrated BY the following
grad\mtion order: pallad:um-) iron skeleton—)nickel skelaton=>
platinum vlac which 48 in contrast with references

card 1/3 and 4. The hydrogenation with the palladiud catalyst in the
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adicabion: LAY By . OXVETYRIY Mhydropgilats eV IayY AceipLEdIBRT
13 r‘gg. qugggzgz} ﬁ!:??io Hules ogﬁfggwgg?act ve Sydrocenﬂtf%ﬂ of Vinyl
Acetylene in Solution :

e at 130° was not poseible owing to side reaot’ -nse -
fon of vinyl acetylene was carried out -
1th finely powderel otlica gel as

the first step of the proceas on
vinyl acetylene and on hydrogen. In the kinetic range of hydro-
genation the reaction rate 18 directly proportional to the
quantity of the oatalyst and does not depend on the intensity

of stirring of the solutione In the diffusion range on the -
hydrogen the reaction rate inoreases proportionale to the in~
croasing intensity of stirring of the solution and does not
depend on the quantity of the catalyste. In both hydrogenation :
ranges the reaction rate inoreasas proportionnlly to the ine S
oreasing partial pressure of the hydrogen. In order %c find cut
thoge oconditions which produce the highest selactivity in the
-process and to facilitate the separation of the prinoipsl . =
product of the reaction, the divinyl, (hutadienn-1,3) in a pure
_state, the composition of the reaction products obtained at g

different intensity of hydrogenation was dotermineds In the
Card 2/3  initial stage of the procesas, VP to a hydrogenation intensity

vapor phas
Pherefore the hydrogenat
on the palladium catalyst w
carrier. It takes place in
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' ' SOY/79~29~5‘?6/61
Prepatebion s Divinyd ¥ e’ Bathlyets Hydrogeoation of vinyl Acetylene
e e.tebze leleneras :gxetio Bulemf the g:nctz*m Hydrcgenation of Vinyl
Acetylens in Solution : .

~~30% (calculated with raspect - the acetylene bond) the
affiliation of the hydrogen was cound to teke place gainly %
the triple bond. On further hydrogenation in addition to %hie
. affiliation a hydrogenation of the divinyl being formed takes
' place wherein the reaction products represent a very complex
nixture of hydrocarbons which are difficult to separate. By
hydrogenation of the mixture of vinyl scetylene and divinyl
the above mentioned reaction sharscter was confirmeds On a low
{ntenaity of hydrogenation (up to 30%) praczi;allj cnly 4i-
vinyl is obtained, There are 4 figures, 2 tables, and § rof-
erences, 5 of which are Soviete
ASSOCIATION:  Vsesoyuznyy nauchno~igsledoratai!skiy ipgtitut sinteticheskogo
: kauchuks (All-Union Scientific Researsh Instituts of Synthetic
Rubbar) S

SUBMITTED:  February 3, 1958
Card 3/3 '
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"5 (3) - 807/73-29-3-17/61
AUTHORS ¢ Garmonov, I. Voi~Klobanakiy, Ae Ly ghquchalova, K. Ke

TITLE: Preparetion of- Pivinyl . the Catalytic Hydrogematicu of Vinyl
“gat’i‘ﬂ.‘l fq;tHﬁzﬁv1?§atalitioheakoye gidrirovaniye sinil-.
atsetilena 8 tsel'yu polucheniya divinila). I. Infiuence .
Exerted by Various Factors Upon Rate and.Selective Behavicr
of Hydrogenation of Vinyl Acetylenae (I."Vliyaniye raziichnykh
faktorov na skorost'i {zbirateltnooat! gidrirovaniys vinll-

atsetilena) ‘ '
PERIODICAL: Zhurnal obshohey khimii, 1959', Yol 29, Nr 3, pp 830-836 (USSR)

ABSTRACT ¢ In the present paper the authors present dats on the infiuenze
exerted by the nature of the carrier and scivent, the reaction
temperature and the intensity of the mixing of the solution

upon the rate and the seleciive behavior of the hydroge=nstion
of vinyl acetylene. In order to irnvestigate the inflaence of

the conditions at the preparation of the catalyst and that of
the character of the carrier upon the rate and the selsciive
behavior of this hydrogenation, experimants with pallsdius on
silica gel, with bariuc sulfate and with polyvinyl alechol were
carried out. It was found that a modification of the praparation

Card 1/3 conditiona of the catalyst and of the rature of the carriar

AP :
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, , o . 507/79.-29-547/6-,
- Preparetion of Divinyl by the:Catalytic Hydrogenation of ‘Yinyl Acetylene :
BRI 1. Influence Exerted by Various Factors Upon Hate and Selective
penavior of Hydrogenation of Vinyl Acesylere ,

influences the reaction rate, but that the gelective vehavior
of hydrogenation {g not markedly 4nfluenced ty these modifi~
cations. obtained theoratically completely cor-
available in this field (Ref 2).
From among & 4 the intensity of the mixing
of the solution an of the quantity of the
pedium exert a not upon the pelectivity of
the reactione At & low intensity the Teaotion did not proceed
gelectively. In the alcohol solution with the pB D 7 the re-
action proceeded more rapidly but with less selection than in
acid and neutral medium. determined hydrogenation charastser
of the dissolved vinyl ‘acetylene in she presence of the psl-
ladium ocatalyet as well as the deternined dependends of the
seleotive behavior of the process ¢n the intensity of the
nixzing of the solution completely sgree with the sbsorption
theory concerning the catalytio hydrogenatior (Ret 4).
There are 1 figure, 5 tables, and 5 Soviet references.
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' cOV/79-29~3~17/61

épard inyl Catalytic Hydrogenation of Vimyl Acetylense
‘mp"a*u? O{n?{‘zence ng:?:e?g?}ﬂv“ious actors Upon Rate and VSeloctive
B'ehaviox'" of Hydrogenation of ¥inyl Acetylene

o) t sinteticheskogo
' : nauchno-issledovatel’skiy institu
ASSOCIATION: lvc:::g{::ny(ill-vuion Sfentific Research Institute of Synthetic
Rubber)

SUBMITTED! February 3, 1958
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AUTHORS : Klebannkig, A. L., Timofeyev, 0. A.

TITLE: Emulsion Copolymerizatlon'or Hexafluorobutadlene With
Diene Compounds . COmmunication 11

PERIODICAL: Zhurnal prikladnoy Khimil, 1959, vol 32, Nr 10, PP 2294 -

2299 (USSR)

ABSTRACT: The study deals with the comparison of the reactivity
conastants of_solution copolymerizntlon and emulsion
copolymerlzntion of chloroprene with hexafluorobutadiene,

be the most guitable emulsifying agent, at an optimumAcon-
centration of sg, The rate of polymerization increased

with the acidity of the water phasc; the optimum value was
pH = 3. The optimum ratio of the water phase of the mono-
“mer mixture was 2t1. Among copolymcrization catalysts,

' K.8.0q Was the most effective. The rate of polymerization
1ﬁcgcgsed with catalyst concentration; 1t depended also on

eard 1/3
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lémtﬂﬂlon Copolymerizatlon of Hexafluorobutadiene 75679 : _
With Diene Compounds. Communication II » 30V/BO-32—10-28/51

the initial ratio of the monomers. The reaction slowed

down with the increasing hexafluorobutadiene content, and
incrcased with rige in temperature. The polymerization.
constants of emulsion and solution copolymerication de-
termined on the basis of experimental data had practically
the same value; this confirmed the authors' assunption that
these constants do not depend on the manner in which the
copolymerization is conducted, [t was also established that
the tendency to the alternation of chlovoprene and hexa-
fluorobutadiene molecules in the copolymer, as well as the
tendency of hexafluorobutadiene molecules to Jjoin together,
tnereased with the concentration of hexafluorobutadiene in
the initial monomer mixture. Copolymers of hexaflvoro-
butadiene with fluoroprene, lsoprenc, and chloroprene
vulcanized at a high rate. It would be of Intcrest, there-
fore, to investigate the feasibility of vulcanizing fluorin-
ated olefins by incorporation in the chain of smal) amounts
of hexafluorobutadiene as vulcanization inducing agent. V. N.
Kaptsev and F. Ye. Berman cooperated {np the preparation of
copolymer samples. Thurr arc 10 i 5 wed oreferences,
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Copolymerization of Hexa- | _12-10-28/51
%Tgiiiggtadgengmw1th Diene Compounds. S0V/80-32-10 /5
Communication II

is F. R. Mayo,
.8., anu 3 Soviet. e U.8. reference
éh?‘%ailing,BChem. Rev., 46, 2, 191 (1950) .

SUBMITTED: August 9, 1958
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8/138/60/000/007/001/010
A051/A02
UTHORS Klebanskiy, A.L., Xartsev, V.M., Fomina, L.P,, Trenke, Yu.V.
* ' : ¥ esent 4 o pren Vo the Stability
¢TTIE;  The Effect of Adatztures Present in Chloroprens on ,
. ' of Nairite

PERIODICALs  Kauchuk 1 Rezina, 1960, No. T, ppe 1-3

paitted data ccllected
TRCT t article the suthors have su air oxyget
! ::nt;‘:.cf’z:?of monovinylacetylene, di'ml‘t;::’lg“: :‘;2“; °?1.
m:x:u;::dznotho properties of nairite, In -d::‘i”‘r emalston and on the aging
tion process conducted in Although the ef~ =
ron salts on the polymeriza tions of 0,02 - 0.2, .
salt concentrations ’ monomar 4 -
process were deterninell £0r 10 avestigated in the initial shloreprsns TUECT v
fect o:““m.ly studied and found to have the most hlmﬁlm;:ed Sy the polyseriza- .
were p pber, for polymers of chloroprene, however, © e olarified. The
ties of ru in an emilsicn, this aspect was not mfuoiencm Z-o e was inyesti-
res pmc:;'o 1 - 0,26 monovinylacetylene admixtures in :u:s {n this tenzen-
P aad found not. to have any effect on the mairite prope
g

card 1/3
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A051/A09

The Effect of Admixtures Present in Chloroprene on the Stability of Nairite

tration. larger amounts were not considered since they actually do not occur in

the monomer (Pig. 1). As much as 0,05 - 0.2 of divinylacetylene in chloroprens
decreases the plasticity of nairite and alsc decreases 1ts stability during ther-

me) aging (Plg, 2 and 3), The 1atter effect 1s explained; 1) by the partioipaticn
of the admixtures in the process of copolymerization with the formation of resi- ’
fied structures due to the multi-functional nature of these compounds; 2) by the |/ _
activation of the oxidizing process, since 1t is known that the divinylacetylere =
admixtures activate the oxidizing processes of chloroprene with the oxygen from

air. These data point to the necessity of purifying the monovinylasstylene admix-
tures. The stability of nairite is also lower when it is polymeriged in an air

medium, and it has & ater tendenoy to scorohing, than when polymerized in & ni-
trogen medium (Pig. 4), Nairite is oxidized and forms active peroxides. The a-

mount of saponifiable chlorine {ncreases in proportion to the amoun’, of oxygen AL~
sorbed, The increased quantity of the saponifiable chlorins causes the polymers

to undergo structuralization when being stored or processed and also csuses the
premature vulcanization as a result of the interaction Dbetween the metal oxides
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8/138/60/000/007/021/010
A051/M029

The Effect of Admixtures chnt in Chloroprene on the 8ubuit9 of Nairite

&uring the processing. Pin;liy. Pigure 5 shows that the presence of a 0,02 -
0,25 concentration of iren salts in chloroprene does not affect the plastiocity
of nairite, There are 5 graphs, o

ASSOCIATION; Vsesoyumnyy nauchno-issledovatel'skiy institut sinteticheskogo M v :,‘r
kauchuka im. S.V. Lebedeva (The All-Union Solentifis Researsh Inshi®=
tute of Synthetic Rubber im, 8.V. Lebedev .
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AUTHORS: " Klebanskiy. A.L.; Fomina, L.P.; Kartsev, V.N.; Trenke, Yu.V.

TITLE: The Effect of Vu.rioué Types of gtabilizers on the Change in Nairite
Properties puring Aging

PERIODICAL: Kauchuk 1 Rezina, xg60,‘1uo. 8, pp: 9 - 13

. TEXT: . The authors studied the gelaotion of more effective stabilizers of
_ Nairite (ohloroprene rubber) than those commonly used, guch as thiurem g (2.5%)
combined with neozone (an antioxidant, phenyl-betn-mphmylmine. 24). 8ince the

in Refs. 2 and 3. These stabilizers, during longer storage pericds at room tem-
perature, as well a8 during the,lons-luuns processins of the mixtures at high
temperatures (over 120°C), do not ensureé a sufficient stabilizing eftect of the
Nairite: the plastioity of the standard rubber mixtures drops vhen shese are hes'~
ed for 1 hour. This drop in plastiou.y 48 assumed %O be connected with the scordr
ing effect of Nairite. In ohoosing the proper atabilizers, the etructural charace

Card 1/5
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s/138/60/000/¢08/003/015
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he Effect of Various Types of Stabilizers on the Change in Nairite Properties
puring Aging ' , ’

teristio of Nairite are considered, ard thus the struct.uuuzi features Of the
latter. 1t is deduoted therefro m that in ovder 0 stabilize Nairite, & complex
of substances mst be used uhich 13 capable of preventing the oxidizing processes
of the chlorop? rene, and bind the easily detachable hydrogen chloride. Two groups
6f ccmpounds were 'nvast.igated as anti-oxidants: phenyl - ﬁ-napmtwlmine deriva-
tives (neozone p) and polyphenolu. puring the oxidation of the rubber polesule
an inactive polymer molecule 18 formed 88 well as 8 neozone D radioal, which 18 7o
longer capable of continuing the growth of the chain due to the stability. 1% s
assumed that the an anti-oxidizing effect of neozone ecould be moreased by 1ptredusing
polar substitutes (c1, OH, ete) or substitutes containing conjugated systm cf
double bonds (Ref. 3). However. 4t was found in investigating other compoand
‘guch as diphenylthiazine (Csﬂk ) phenylnaphmylmhzin- (¢ H,pmsc eﬂé
diphenylphenylenedi me ( g’( 8 ; ) dmaphmylphenylened amine t O}L,NHCE;
H),

H“NHC , oxyn eozone ’ in the fomt»ion of radiocals from
these go unds less enersy s spent.. than from neozone D , and 1% yg turther assum-

ed that these runeuls formed would te more s%able, and 1~s given t0 8 shifs in

Card 2/5
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The Effeoct of Various Types éf Stabilizers on the Change in Nairite Properties
During Aging '

the chains, Based on these assumptions, it is stated that the 1iated compounds
would be better and more effective inhibitors of the oxidizing processes, than
neozone D. Ths application of neosone D derivatives, with polar substitutes (oxy-
-group, sulfide ponds) as stabilizers, or increasing the degree of linkage (ai-
phenyl- and dimphthyl_phenyl‘modininn), does not increase the stability of Nai-
rite. It does, however, {norease its tendenoy to scorching during thermal aging
(120 hours at 70°C). From these observations it 1is concluded that the soorehing
mechanism of the chloroprene polymers is not dependent on the oxidizing processes,
but is due rather to the radical decay of the molecules along the polysulfide
bonds forming polymer radicals, which in the presence of thiuram and other com~
pounds, recombine with their radicals. Further deliberation follows on the dis-
advantages of neozone as an oxidising inhibitor. As to the polyphenols in the _
role of stabilizers, 1t was found that in testing compounds containing phenol and
oxide groups (1ignin, dimethylphenyl.n-cresol, puaditorummtyldiozwhmhm- '
sulfide), these also had a negative offect on the stability of Nairits, inoreasing
the scorohing tendencies (Pig. 3). The accelerating effect of the phenols in this -

8:23039’7%0“ 18 thought to be associated with the fact that in the presence of &

=
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